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PATENT APPLICATION/PCT 
Attorney Docket No. 1217-001125 

IN THE UNITED STATES PATENT AND TRADEMARK OFFICE 

In re application of : 

HIROKAZU TANAKA, : COATING LIQUID FOR 

MASAFUMI HIRAI : FORMING HARD COAT FILM 

and CHIEMI MURAKAMI : AND SUBSTRATE COATED 

: WITH SUCH A FILM 

International Application : 
No. PCT/JP98/05638 : 

International Filing Date : 
14 December 1998 : 

Priority Date Claimed : 
16 December 1997 : 

Serial No. Not Yet Assigned : 

Filed Concurrently Herewith : 

Pittsburgh, Pennsylvania 
June 15, 2 000 

PRELIMINARY AMENDMENT 

BOX PATENT APPLICATION 

Assistant Commissioner for Patents 
Washington D.C. 2 0231 

Sir: 

Prior to initial examination, please amend the above- 
identified patent application as follows: 

IN THE SPECIFICATION : 

Page 1, line 21, delete " BACKGROUND ART " and insert 
therefor - - BACKGROUND OF THE INVENTION - - . 

Page 4, line 14, delete "it is an object of". 

Page 4, line 15, delete "to provide" and insert 
therefor --provides--. 



Hirozaku TANAKA et al . 2 

Page 4, line 21, delete "Another object of the" and 
insert - -The- - . 

Page 4, line 21, delete "is to provide" and insert 
therefor --also provides--. 

Page 5, line 1, change " DISCLOSURE " to - - BACKGROUND - - . 

Page 6, line 20, delete " BEST MODE FOR CARRYING OUT THE 
INVENTION " and insert therefor -- DETAILED DESCRIPTION OF THE 
INVENTION - - . 

Page 21, line 1, delete " EFFECT OF THE INVENTION " . 

IN THE CLAIMS : 

Please amend claims 3 and 4 as follows: 
Claim 3, line 2, delete "or 2". 
Claim 4, line 3, delete "any". 

Claim 4, line 4, delete "of claims 1 to 3" and insert 
- -claim 1- - . 

Add new claims 6-12 as follows: 

--6. The coating liquid for forming a hard coat film as 
claimed in claim 2, wherein the composite metal oxide particles 
have their surface modified with an organosilicon compound. 

7 . A substrate coated with a hard coat film, which is 
formed by applying to the substrate surface the coating liquid 
for forming a hard coat film as claimed in claim 2 . 
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8. A substrate coated with a hard coat film, which is 
formed by applying to the substrate surface the coating liquid 
for forming a hard coat film as claimed in claim 3. 

9. A substrate coated with a hard coat film, which is 
formed by applying to the substrate surface the coating liquid 
for forming a hard coat film as claimed in claim 6 . 

10. The substrate coated with a hard coat film as 
claimed in claim 7, wherein the hard coat film has its surface 
overcoated with an antiref lection film. 

11. The substrate coated with a hard coat film as 
claimed in claim 8, wherein the hard coat film has its surface 
overcoated with an antiref lection film. 

12. The substrate coated with a hard coat film as 
claimed in claim 9, wherein the hard coat film has its surface 
overcoated with an antiref lection film.-- 

REMARKS 

Amendments have been made to the specification in order 
to place the application in conformance with standard United 
States Patent practice. 

Claim 3 and 4 have been amended to eliminate the 
multiple dependencies. New claims 6-12 have been added to more 
fully define the invention. 
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Examination and allowance of pending claims 1-12 are 



respectfully requested. 



Respectfully submitted, 



WEBB ZIESENHEIM LOGSDON 
ORKIN & HANSON, P.C. 




Kent E. Baldauf, Reg / No . 25, 826 
Attorney for Applicants 
700 Koppers Building 
43 6 Seventh Avenue 
Pittsburgh, PA 15219-1818 
Telephone: 412/471-8815 
Facsimile: 412/471-4094 
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OF.SCRTPTTQN 

COATING LIQUID FOR FORMING HARD COAT FILM AND 
SUBSTRATE COATED WITH SUCH A FILM 

5 TF.rHNTC.AT. FIELD 

The present invention relates to a coating liquid 
for forming a hard coat film on a surface of a 
substrate such as a glass, a plastic or the like. More 
particularly, the present invention relates to a 
10 coating liquid for forming a hard coat film which has a 
high refractive index and a high transparency, being 
excellent in resistance to hot water, weather 
resistance, scuffing resistance, attrition resistance 
(abrasion resistance) and dye affinity (dye 
15 receptivity) and adherence to a substrate, and which 
does not exhibit photochromism. 

Furthermore, the present invention relates to a 
substrate coated with a hard coat film which formed 
from the above coating liquid. 

20 

RAC.KGROUND ART 
Various hard coat films and methods of forming the 
hard coat films have been proposed with the intent to 
provide a hard coat film having a high refractive index 
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on a surface of a substrate such as a transparent 
plastic or glass. 

For example, Japanese Patent Laid-open Publication 
No. 63 (1988) -247702 discloses a coating film which 

5 contains a specified organosilicon compound and 

particles of titanium oxide. Further, Japanese Patent 
Laid-open Publication No. 2 (1990) -264902 discloses a 
hard coat film comprising an organosilicon compound and 
fine particles of a composite metal oxide consisting of 

10 cerium oxide and titanium oxide. Still further, 

Japanese Patent Laid-open Publication No. 3 (1991) -68901 
discloses a hard coat film comprising fine particles, 
which the fine particles obtained by treating fine 
particles of titanium oxide with silica and/or an 

15 organosilicon compound, and an organosilicon compound. 

However, the coating film described in Japanese 
Patent Laid-open Publication No. 63 (1988) -247702 has 
drawbacks in that the weather resistance thereof is 
poor, the coating film discolors with the passage of 

20 time and also the adherence to substrates is not 
satisfactory. The hard coat films described in 
Japanese Patent Laid-open Publication Nos. 2(1990)- 
264902 and 3 ( 1991) -68901 have drawbacks in that the 
weather resistance thereof, although slightly improved 

25 as compared with that of the coating film described in 
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Japanese Patent Laid-open Publication No. 63(1988)- 
247702, is still unsatisfactory and that further the 
scuffing resistance and attrition resistance of the 
hard coat films are poor. 

5 In Japanese Patent Application No. 3 (1991) -152098 

(Japanese Patent Laid-open Publication No. 5(1993)- 
2102), the inventors proposed a hard coat film 
containing fine particles of a compound oxide 
consisting of titanium oxide and iron oxide or fine 

10 particles of a compound oxide consisting of titanium 
oxide, iron oxide and silica, for resolving the above 
problems. In the hard coat film described in the 
Japanese Patent Laid-open Publication No. 5 (1993) -2102, 
fine particles of a composite metal oxide wherein the 

15 weight ratio of iron oxide to titanium oxide, 

Fe2C>3/Ti02, is in the range of 0.005 to 1.0 are used as 

a component for forming the hard coat film. 

However, the hard coat film described in the 
Japanese Patent Laid-open Publication No. 5 ( 1993 ) -2102 , 

20 although improved in weather resistance, may be 

slightly tinted with yellowish hue because the iron 
oxide per se is yellowish. Further, there is the 
problem that the above composite metal oxide containing 
iron oxide is photochromic, so that, when the hard coat 

25 film containing the composite metal oxide is irradiated 



with, for example, ultraviolet rays, the tone of the 
hard coat film per se is changed. These coloring and 
tone change are generally canceled when the irradiation 
is terminated. However, there are occasions in which 

5 the restoration to the original state is difficult in 
films containing metal oxide having photochromic . 

Still further, when an antiref lective multicoat 
layer is formed on the above hard coat film, there 
occurs the problem that the restoration of the 

10 discolored hard coat film to the original tone is 
inhibited. 

, The present invention has been accomplished with a 
view to solving the above problems of the prior art. 
Accordingly, it is an object of the present invention 

15 to provide a coating liquid for forming a hard coat 
film which has a high refractive index and a high 
transparency, being excellent in resistance to hot 
water, weather resistance, scuffing resistance, 
attrition resistance, dye affinity, and adherence to a 

20 substrate, and which does not exhibit photochromism. 

Another object of the present invention is to provide a 
substrate coated with a hard coat film wherein the 
above hard coat film with excellent properties is 
provided on a substrate surface. 
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nTSCT.OSUP TT HF THF, INVENTION 
The first coating liquid for forming a hard coat 
film according to the present invention comprises a 
matrix-forming component and particles of a composite 
5 metal oxide, 

wherein the composite metal oxide particles are 
composed of an iron oxide component and a titanium 
oxide component, the weight ratio Fe 2 0 3 /Ti0 2 being in 

the range of 0.0005 to less than 0.005, provided that 
10 Fe 2 0 3 and Ti0 2 represent the weight in terms of Fe 2 0 3 

of the iron oxide component and the weight in terms of 
Ti0 2 of the titanium oxide component, respectively, and 

wherein the compound oxide particles have an 
average particle size ranging from 1 to 100 nm. 

15 The second coating liquid for forming a hard coat 

film according to the present invention comprises a 
matrix-forming component and particles of a compound 
oxide (double oxide, composite oxide) , 

wherein the composite metal oxide particles are 

20 composed of iron oxide, titanium oxide and silica, the 
weight ratio Fe 2 0 3 /Ti0 2 being in the range of 0.0005 to 
less than 0.005, and the weight ratio Si0 2 /(Fe 2 0 3 + 
Ti0 2 ) being in the range of 0.001 to 1.0, provided that 
Fe 2 0 3 , Ti0 2 and Si0 2 represent the weight in terms of 

25 Fe 2 0 3 of iron oxide, the weight in terms of Ti0 2 of 
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titanium oxide and the weight in terms of Si0 2 of 
silica, respectively, and 

wherein the compound oxide particles have an 
average particle size ranging from 1 to 100 nm. 
5 In the above first and second coating liquid for 

forming a hard coat film, it is preferred that the 
composite metal oxide particles have their surface 
modified with an organosilicon compound. 

The substrate coated with a hard coat film 
10 according to the present invention is formed by 

applying to the substrate surface the above coating 
liquid for forming a hard coat film, 

This substrate coated with a hard coat film may 
have its surface overcoated with an antiref lection film. 

15 

RRTFF DESCRIPTION OF THE, DRAWING 
Fig. 1 shows the photochromism of a hard coat film 
overcoated with an antiref lection coating film. 

20 RF.ST IMP OF, FOR CARR YING OUT THE INVENTION 

The first and second coating liquids for forming a 
hard coat film and substrate coated with a hard coat 
film according to the present invention will be 
described below in detail. 
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First, coal-inn liquid fo r forming a hard coat film 
The first coating liquid for forming a hard coat 
film according to the present invention (hereinafter 
referred to as "coating liquid (A)") will now be 
5 described. 

The coating liquid (A) contains fine particles of 
a composite metal oxide composed of an iron oxide 
component and a titanium oxide component, a matrix- 
forming component and an organic solvent. 
10 [Composite metal oxide particle] 

Fine particles of a composite metal oxide composed 
of an iron oxide component and a titanium oxide 
component are used as the above compound oxide 
particles . 

15 The terminology "composite metal oxide composed of 

an iron oxide component and a titanium oxide component" 
used herein means any of the following: 

(a) a composite metal oxide consisting of iron 
oxide and titanium oxide chemically bonded together, 
20 (b) a solid solution consisting of oxides of iron 

and titanium, and 

(c) a mixture of substances- (a) and (b) mentioned 
above. 

Each of the above iron oxide and titanium oxide 
25 may be in the form of a hydrate or a hydroxide. 
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The average particle size of compound oxide 
particles contained in the coating liquid (A) is 
preferably in the range of 1 to 100 nm, still 
preferably 2 to 60 nm. 

5 The hard coat film obtained from the coating 

liquid containing composite metal oxide particles whose 
average particle size exceeds 100 nm is likely to be 
cloudy and opaque. On the other hand, the hard coat 
film obtained from the coating liquid containing 

10 composite metal oxide particles whose average particle 
size is less than 1 nm may have not only such an 
unsatisfactory hardness as to cause poor scuffing 
resistance but also an unsatisfactorily high refractive 
index . 

15 In the iron oxide/titanium oxide compound oxide 

particles contained in the coating liquid (A) , the 
weight ratio Fe 2 03/Ti0 2 is in the range of 0.0005 to 

less than 0.005, preferably 0.001 to 0.0045, provided 
that Fe 2 0 3 and Ti0 2 represent the weight in terms of 
20 Fe 2 0 3 of the iron oxide component and the weight in 
terms of Ti0 2 of the titanium oxide component, 

respectively. 

The weather resistance of obtained coating film is 
lowered in accordance with the decrease of the iron 
25 oxide ratio of the compound oxide. However, as long as 
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the weight ratio Fe 2 0 3 /Ti02 is at least 0.0005, a hard 
cpat film having practically satisfactory weather 
resistance can be obtained. Further, when the weight 
ratio is less than 0.005, the obtained hard coat film 

5 is free from being tinted with yellowish hue and also 
free from exhibiting photochromism. 

The above composite metal oxide particles can be 
those having their surface modified with an 
organosilicon compound. The modification of the 

10 surface of the composite metal oxide particles with an 
organosilicon compound enables enhancing the reactivity 
and affinity between the composite metal oxide 
particles and the matrix-forming component and the 
affinity between the composite metal oxide particles 

15 and the solvent in the coating liquid for forming a 
hard coat film. 

Organosilicon compounds generally known as silane 
coupling agents are used as the above organosilicon 
compound, and appropriate one is selected from among 

20 those in conformity with, for example, the types of 

matrix-forming component and solvent. Examples of the 
organosilicon compounds include tetraethoxysilane, 
methyltrimethoxysilane, trimethylchlorosilane, 
viny It riethoxy silane, y-glycidoxypropyltriethoxysilane 

25 or y-glycidoxypropylmethyldiethoxysilane . 
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The modification of the surface of composite metal 
oxide particles can be carried out by, for example, the 
method in which composite metal oxide particles are 
immersed in an alcohol solution containing the above 

5 organosilicon compound for a given period of time and 
thereafter the solvent is removed, or the method in 
which an alcohol solution of organosilicon compound is 
mixed with a composite metal oxide sol and, after a 
given period of time, the water of the mixture solution 

10 is separated and concentrated by ultrafiltration or 
other means. The amount of added organosilicon 
compound is appropriately decided on in conformity with, 
for example, the amount of hydroxyl group present on 
the surface of compound oxide particles. 

15 

[Matrix-forming component] 
Matrix-forming components for use in conventional 
coating liquids for forming a hard coat film can be 
employed as the matrix-forming component of the coating 
20 liquid (A) of the present invention. Examples thereof 
include hydrolyzable organosilicon compounds, acrylic 
resins, melamine resins and polyvinyl alcohol resins. 
Of these, hydrolyzable organosilicon compounds are 
preferred. 



11 

For example, silane compounds of the following 
general formula (I) are preferably used as the 
hydrolyzable organosilicon compound. 

Si{R 1 ) a (R 2 ) b X 4 _ a _ b (I) 

5 wherein each of a and b is an integer of 0 to 2; 

R 1 represents an alkyl, an alkenyl, phenyl or a 
halogenated hydrocarbon group; R 2 represents epoxy, 
amino, an amido, mercapto, methacryloyl, cyano, vinyl 
or an organic group containing an aromatic ring having 

10 undergone a nucleus substitution with a halogen; and X 
represents a halogen atom or a hydrolyzable group such 
as an alkoxyl, an alkoxyalkoxyl or an acyloxy. 

Examples of the silane compounds of the above 
formula (I) include: 

15 tetraf unctional silanes such as tetramethoxysilane 

and tetraethoxysilane; 

trif unctional silanes such as 
methyltrimethoxysilane, methyltriethoxysilane, 
y-chloropropyltrimethoxysilane, 

20 y-methacryloyloxypropyltrimethoxysilane, 
y-glycidoxypropyltrimethoxysilane, 
(3- (3, 4-epoxycyclohexyl) ethyltrimethoxysilane, 
y- mercaptopropyltrimethoxy silane, 
N~p~ (aminoethyl) -y-aminopropyltrimethoxysilane, 

25 y-ureidopropyltrimethoxy silane, 
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y-cyanopropyltrimethoxysilane, 
"y-morpholinopropyltrimethoxysilane and 
N-phenylaminopropyltrimethoxysilane; and 

bifunctional silanes substituted one alkoxy group 
5 of the above trif unctional silanes with methyl, ethyl, 
vinyl or other groups. 

These organosilicon compounds may be used in 
combination. 

Further, these organosilicon compounds may each be 
10 used as it is, or in the form of a partial or entire 

hydrolyzate, or in the form of a partial polycondensate . 

Still further, when the above organosilicon 
compounds are used as the matrix-f orming component, the 
coating liquid for forming a hard coat film may contain 
15 a curing catalyst for accelerating the curing of formed 
coating film. 

Examples of curing catalysts include amines such 
as n-butylamine, triethylamine and guanidine; amino 
acids such as glycine; imidazoles such as 2- 
20 methylimidazole, 2 , 4-diethylimidazole and 2- 

phenylimidazole; metal acetylacetonat es such as 
aluminum acetylacetonate, titanium acetylacetonate and 
chromium acetylacetonate; metal salts of organic acid 
such as sodium acetate, zinc naphthenate and tin 
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octylate; Lewis acids such as SnCl^j, TiCl 4 and ZnCl 2 ; 
and magnesium perchlorate. 

[Organic solvent] 
5 Examples of the organic solvents that can be used 

in the coating liquid for forming a hard coat film (A) 
include alcohols such as methanol, ethanol and 
isopropanol; cellosolves such as methyl cellosolve and 
ethyl cellosolve; glycols such as ethylene glycol; 

10 esters such as methyl acetate and ethyl acetate; ethers 
such as diethyl ether and tetrahydrof uran; ketones such 
as acetone and methyl ethyl ketone; halogenated 
hydrocarbons such as dichloroethane; aromatic 
hydrocarbons such as toluene and xylene; amides such as 

15 N,N-dimethylformamide; water and freon. These solvents 
may be used in combination. 

The coating liquid (A) of the present invention 
contains the above composite metal oxide particles, 
matrix-forming component and organic solvent. The 

20 amount of composite metal particles contained in the 

coating liquid (A) is preferably in the range of 20 to 
500 parts by weight, still preferably 60 to 300 parts 
by weight, per 100 parts by weight of matrix provided 
that the amount of iron oxide is one in terms of Fe2C>3 
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and that the amount of iron oxide is one in terms of 
Ti0 2 . 

Moreover, the coating liquid (A) may contain, for 
example, a surfactant, an ultraviolet absorber, an 
5 antioxidant, a thixotropic agent, a pigment, a dye, an 
antistatic agent and a conductive material in 
conformity with the purpose of the formation of the 
hard coat film, the use of the substrate coated with 
the hard coat film, etc.. The coating liquid (A) may 

10 contain polycarboxylic acid such as maleic acid, maleic 
anhydride, itaconic acid or itaconic anhydride. The 
dye affinity, heat resistance, resistance to hot water 
aiid attrition resistance of the hard coat film can be 
enhanced when such a polycarboxylic acid is added to 

15 the coating liquid (A) . 

[Preparation of coating liquid (A)] 
The method of preparing the above coating liquid 
for forming a hard coat film (A) is not particularly 
20 limited. For example, it can be obtained by 

homogeneously dispersing or dissolving the above 
compound oxide particles and matrix-forming component 
in the organic solvent. A sol of iron oxide/titanium 
oxide compound oxide dispersed in water or an organic 
25 solvent is preferably used as the compound oxide 
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particles. This sol of iron oxide/titanium oxide 
compound oxide can be produced by conventional methods, 
for example, the method described in Japanese Patent 
Laid-open Publication No. 2 ( 1990 ) -178219 . 
5 The method of producing the sol of the composite 

metal oxide of iron oxide and titanium oxide will be 
described in more detail below. 

(1) First, an aqueous solution of a mixture of a 
titanium compound and an iron compound is subjected to 

10 hydrolysis, thereby obtaining a dispersion containing 
an iron/titanium composite metal oxide hydrate and/or a 
mixture of iron oxide hydrate and titanium oxide 
hydrate . 

(2) Subsequently, hydrogen peroxide is added to 
15 the dispersion so that the weight ratio of H2C>2/(Fe203 

+ TiC>2) is in the range of 4 to 7, and heated at about 
50 °C or higher to thereby dissolve or deflocculate the 
metal oxide hydrate. 

(3) The thus obtained solution is heated at 60 °C 
20 or higher, preferably 80°C or higher, with the result 

that the compound dissolved in hydrogen peroxide is 
hydrolyzed to thereby enable obtaining a sol of the 
composite metal oxide composed of iron oxide and 
titanium oxide. 
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The coating liquid for forming a hard coat film 
(A) according to the present invention is obtained by 
homogeneously dispersing the thus obtained sol of the 
composite metal oxide of iron oxide and titanium oxide 
5 in an organic solvent in which the matrix-forming 

component has been dissolved or dispersed. The sol of 
the composite metal oxide of iron oxide and titanium 
oxide may be used in the form of a water dispersion sol 
or a dispersion in an organic solvent substituted for 
10 water (organosol) . 

The aforementioned examples of organic solvents 
can be used as the organic solvent for the mixing with 
the sol of the composite metal oxide of iron oxide and 
titanium oxide or for the sol solvent substitution. 

15 

Second coating liquid for forming a hard coat, film 
The second coating liquid for forming a hard coat 
film according to the present invention (hereinafter 
referred to as "coating liquid (B)") will be described 
20 below. 

In this coating liquid (B) , the composite metal 
oxide particles composed of an iron oxide component, a 
titanium oxide component and a silica component instead 
of the composite metal oxide particles composed of an 
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iron oxide component and a titanium oxide component 
used in the coating liquid (A) are used. 

[Composite metal oxide particle] 
5 The terminology "composite metal oxide composed of 

an iron oxide component, a titanium oxide component and 
a silica component" used herein means any of the 
following: 

(d) a composite metal oxide consisting of iron 
10 oxide, titanium oxide and silica chemically bonded 

together, 

(e) a solid solution consisting of oxides of iron, 
titanium and silicon, and 

(f) a mixture of substances (d) and (e) mentioned 
15 above. 

Each of the above iron oxide and titanium oxide 
may be in the form of a hydrate or a hydroxide, and 
silica may be silicic anhydride or a hydrate thereof. 

The average particle size of these composite metal 
20 oxide particles is the same as that of the composite 
metal oxide particles contained in the coating liquid 
for forming a hard coat film (A) . 

In the composite metal oxide particles contained 
in the coating liquid (B) , the weight ratio Fe203/TiC>2 

25 is in the range of 0.0005 to less than 0.005, 
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preferably 0.001 to 0.0045, and the weight ratio 
Si0 2 /(Fe 2 0 3 + Ti0 2 ) is in the range of 0.001 to 1.0, 
preferably 0.005 to 0.8, provided that Fe 2 0 3 , Ti0 2 and 
Si0 2 represent the weight in terms of Fe 2 0 3 of iron 
5 oxide, the weight in terms of Ti0 2 of titanium oxide 

and the weight in terms of Si0 2 of silica, respectively 

When the silica component is contained in the 
above range in the composite metal oxide particles, the 
long-term stability of the coating liquid and the 
10 weather resistance of the obtained hard coat film can 
be enhanced. However, when the weight ratio 
Si0 2 /(Fe 2 0 3 + Ti0 2 ) exceeds 1.0, the refractive index 

of the hard coat film may be unfavorably lowered. On 
the other hand, when the weight ratio is less than 

15 0.001, there is hardly any effect of containing the 
silica component exerted. 

These composite metal oxide pairticles may have 
their surface modified with an organic silane compound 
in the same manner as aforementioned. Those set forth 

20 hereinbefore can be used as the organic silane compound 
The coating liquid for forming a hard coat film 
(B) according to the present invention is produced in 
the same manner as the coating liquid (A) , except that 
fine particles of the composite metal oxide of iron 

25 oxide, titanium oxide and silica are used in place of 
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fine particles of the composite metal oxide of iron 
oxide and titanium oxide. The sol of composite metal 
oxide of iron oxide, titanium oxide and silica used in 
the production of the coating liquid (B) can be 
5 prepared by conventional methods, for example, the 
method described in Japanese Patent Laid-open 
Publication No. 2 (1990) -178219 as employed in the 
above-mentioned production of the sol of composite 
metal oxide of iron oxide and titanium oxide. 

10 

Substrate coated with hard coat film 
The substrate coated with a hard coat film 
according to the present invention will be described 
below. 

15 The substrate coated with a hard coat film 

according to the present invention has a hard coat film 
formed on a substrate surface by applying the above 
coating liquid for forming a hard coat film (A) or (B) 
thereto . 

20 As substrates, glasses, plastics and other 

materials can be used. Examples thereof include 
spectacle lenses, various optical lenses for cameras 
and other instruments, CRT front panels, optical 
filters, show window cases, window glasses, contact 
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glasses for copier, automobile light covers and various 
ultraviolet screening filters. 

The hard coat film can be formed on the above 
substrates by conventional methods, for example, the 
5 method in which the substrate surface is coated with 
the coating liquid (A) or (B) by dipping, spinner, 
spray, roll coater, flexographic printing or other 
technique, dried and heated at temperatures which 
should not exceed the heat resistance temperature of 
10 the substrate so as to effect curing. 

The substrate coated with a hard coat film 
according to the present invention may have its hard 
coat film overcoated with an antiref lection film. 

The antiref lection film can be formed on the hard 
15 coat film by conventional methods, for example, the 
method in which, after the above coating liquid 
application, drying and curing, a plurality of 
components with refractive indices different from each 
other are alternately laminated onto the hard coat film 
20 by vacuum deposition. 

It is generally preferred that the thickness of 
the antiref lection film thus formed on the substrate 
coated with the hard coat film be in the range of 0.1 
to 20 jim, especially 1 to 7 \xm. 



25 
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EFFECT O F THE INVENTION 
The use of the coating liquid for forming a hard 
coat film according to the present invention enables 
forming a hard coat film with high refractive index on 
5 the surface of a substrate such as a plastic lens. 

! For example, a plastic lens with a hard coat film 
formed by applying the coating liquid of the present 
invention onto the surface of a lens composed of a 
plastic base material with high refractive index is 

10 free from any interference fringe attributed to a 

refractive index difference between the plastic lens 
and the hard coat film. The hard coat film on the 
plastic lens is free from discoloration by light 
irradiation attributed to photochromism. 

15 Further, the thus formed hard coat film is 

excellent in weather resistance, and has a high surface 
hardness to thereby ensure excellent scuffing 
resistance and attrition resistance. The hard coat 
film does not have photochromism, so that it is free 

20 from discoloration by light irradiation. The hard coat 
film has also excellent dye affinity. Therefore, the 
hard coat film is preferably used on spectacle lenses 
and various optical lenses for cameras and other 
devices. For example, cameras and other image pickup 

25 devices fitted with a lens having its surface coated 
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with the above hard coat film are advantageous over 
those fitted with a lens having its surface not coated 
with the hard coat film in that, for example, clear 
images can be picked up with less quantity of light. 
5 Still further, the formation of this hard coat 

film on the surface of, for example, a show window or a 
window glass enables obtaining a coated substrate with 
excellent transparency and excellent ultraviolet 
screening effect. Thus, it enables not only prolonging 

10 the life of the coated substrate but also preventing 

the sunburn of items placed inside the show window, etc. 

Still further, the formation of this hard coat 
film on the surface of a light cover of, for example, 
an automobile is effective in increasing the degree of 

15 light focusing because of the high refractive index to 
thereby increase brightness. 

The coating liquid for forming a hard coat film 
according to the present invention can be applied to 
not only the surface of a glass substrate but also the 

20 surface of a plastic substrate composed of, for example, 
a polycarbonate resin, an acrylic resin, a polystyrene 
resin, a polyester resin or a polyurethane resin to 
thereby form hard coat films. These hard coat films 
are suitable to use for an ultraviolet screening. 
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Moreover, the coating liquid for forming a hard 
coat film according to the present invention is 
suitable for not only the formation of the hard coat 
film but also the formation of a primer layer with high 
5 refractive index of a lens with high refractive index. 
'- For example, the plastic lens is generally highly 
resistant to impact. However, the lens for high 
refractive index has a small thickness, so that the 
impact resistance thereof is poor. The lens having 

10 high refractive index comprises a lens having its 
surface coated with a hard coat film with high 
refractive index, this hard coat film overcoated with a 
film with low refractive index. The film with low 
refractive index is generally formed by vapor 

15 deposition or the like. The formation of the film with 
the low refractive index causes the lens to strain with 
the result that the impact resistance of the lens is 
sharply decreased and results in the lens cracking. 

For preventing the lens cracking attributed to the 

20 decrease of the impact resistance, it is required to 

interpose a primer layer for impact absorption between 
the lens and the hard coat film. When the refractive 
index of the primer layer is lower than the refractive 
index of the lens, there may occur an interference 

25 fringe of light attributed to the primer layer. For 
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avoiding this interference fringe, it is required to 
form a primer layer having the same high level of 
refractive index as that of the lens. The coating 
liquid for forming a hard coat film according to the 
5 present invention is suitable to use as the coating 
liquid for forming the above primer layer with high 
refractive index. 

EXAMPLES 

10 The present invention is now illustrated with 

reference to the following Examples, but such examples 
in no way limit the scope of the invention. 

Example 1 

15 Preparation of sol of iron oxide/titanium oxide 

compound oxide 

0.2 part by weight, in terms of Fe2C>3, of ferric 
chloride and 99.8 parts by weight, in terms of TiC^, of 
titanium tetrachloride were dissolved in pure water, 

20 thereby obtaining 10,000 parts by weight of an aqueous 
solution of mixture. 15% aqueous ammonia was slowly 
added to the aqueous solution of mixture until the pH 
thereof became 9.0, thereby obtaining a co-precipitate 
gel of iron oxide hydrate and titanium oxide hydrate. 
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The thus obtained co-precipitate gel was 
dehydrated and washed. 1150 parts by weight of 35% 
hydrogen peroxide and 250 parts by weight of pure water 
were added to 1100 parts by weight of the co- 
5 precipitate gel, and heated to 80°C. As a result, a 

reddish-brown solution was obtained. This solution was 
diluted with pure water so that the concentration of 
iron and titanium oxides contained in the solution, in 
terms of (Ti0 2 + Fe 2 03) , became 1.0% by weight, and 

10 heated at 200 °C for 9 hr in an autoclave. 

Thereafter, the water of the solution was replaced 
by methanol, and the mixture was concentrated until the 
concentration in terms of (TiC>2 + Fe 2 03) became 20% by 

weight. Thus, there was obtained a sol of composite 
15 metal oxide of iron oxide and titanium oxide (sol A]_) 

having an average particle size of 11 nm and a weight 
ratio Fe 2 0 3 /Ti0 2 of 1/499. 

Preparation of coating liquid for forming h^r-H 
20 coat film 

64.2 parts by weight of a 0.01 N agueous solution 
of HC1 was slowly dropped under agitation into a 
reaction vessel in which 276.1 parts by weight of y- 
glycidoxypropyltrimethoxysilane had been placed while 
25 maintaining the temperature of the reaction vessel at 
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10 °C, thereby hydrolyzing the y- 

glycidoxypropyltrimethoxysilane . 100.2 parts by weight 
of ethanol and 215 parts by weight of isopropanol were 
added to the resultant solution, thereby obtaining a 
5 matrix- forming component. 

1173.4 parts by weight of the above sol A-j_ was 

added to the liquid containing the matrix-forming 
component, and further 10.03 parts by weight of 
aluminum acetylacetonate was added thereto. The 
10 resultant liquid was mixed well, thereby obtaining a 
coating liquid for forming a hard coat film. 



Formation of hard coat film 
Resin-made lens substrate (MR-6 produced by Mitsui 
15 Chemicals, Inc., having a refractive index of 1.60) was 
immersed in a 13% aqueous solution of NaOH at 47 °C for 
some minutes, and washed well with water. 

The washed substrate was immersed in the above 
coating liquid, lifted at a speed of 80 mm/min, dried 
20 at 90 °C for 18 min, and heated at 104 °C for 90 min to 
effect curing. Thus, a hard coat film was formed. 



Formation of ant.i reflection film (m\i ] t i cor r layer) 
The substrate coated with the hard coat film, 
25 formed in the above manner, was exposed to argon plasma 
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of 200 W output in vacuum for 30 sec, and sequentially 
overcoated with five thin films respectively composed 
of Si0 2 , Zr0 2 , Si0 2 , Zr0 2 and Si0 2 by vacuum 

evaporation so that an antiref lection film was formed. 
5 The optical thickness of this antiref lection film was 
such that, setting the design wavelength (X) at 510 nm, 
the thickness of each of the first (Si0 2 ) , fourth (ZrO) 
and fifth (Si0 2 ) layers was about 1/4 X and the total 
of the thicknesses of the second (ZrO) and third (Si0 2 ) 
10 layers was about 1/4 X. 

Property of hard coat film 
The following properties of the thus obtained hard 
coat film coated substrate were evaluated. 
15 (a) Photochromism 

(a-1) Hard coat film not having antiref lection 
coating 

The substrate with hard coat film was subjected to 
exposure for 200 hr in sunshine weather meter 
20 (manufactured by Suga Test Instruments Co., Ltd.). 
Immediately thereafter, the appearance thereof was 
observed to evaluate the occurrence of coloring. 

No coloring perceived: no photochromism, and 
coloring perceived: presence of photochromism. 
25 (a-2) Hard coat film having antiref lection coating 
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The substrate with hard coat film was subjected to 
exposure for 200 hr in sunshine weather meter 
(manufactured by Suga Test Instruments Co., Ltd.). 
Thereafter, while allowing the substrate to stand still 
5 in a dark room, the average transmission of visible 
radiation was measured 1 min later, 10 min later, 30 
min later, 1 hr later, 3 hr later, 6 hr later, 1 day 
later, 3 days later and 6 days later by the use of 
spectrophotometer (Ubest V-550, manufactured by Japan 

10 Spectroscopic Co., Ltd.). Thus, the level of coloring 
was evaluated through the change of transmission with 
the passage of time. The above average transmission 
means the average of all light transmissions over the 
wavelength range of 400 to 780 nm. 

15 (b) High refractivity 

"o" was assigned when the refractive index 
obtained as a result of analysis of the reflection 
interference spectrum of the surface of hard coat film 
was 1.58 or over. 

20 (c) Scuffing resistance 

Steel wool was reciprocated 10 times under a load 
of 2 kg on the surface of a 1 cm x 3 cm test piece 
having the hard coat film so that the hard coat film 
was abraded with the steel wool. The degree of marring 

25 was visually evaluated into the following grades: 
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A 



substantially not marred, 



B 



slightly marred, and 



C 



extremely marred. 



(d) Appearance 



5 



"o" was assigned when the substrate with hard coat 



film was highly transparent and the coloring thereof 
was very slight. 

(e) Dye affinity 

The substrate with hard coat film was immersed for 
10 5 min in 92 °C water in which three disperse dyes, viz. 
red, blue and yellow disperse dyes, had been dissolved. 
With respect to the hard coat film coated substrate, 
the extinction coefficient at 550 nm wavelength was 
measured by means of SM color computer (manufactured by 
15 Suga Test Instruments Co., Ltd.), and the following 
evaluation was made: 

o: at least 30% extinction coefficient, 

A: 20% to less than 30% extinction coefficient, 

and 

20 x: less than 20% extinction coefficient. 

(f) Weather resistance 

The hard coat film coated substrate was subjected 
to an accelerated exposure test for 400 hr by means of 
weather meter (manufactured by Suga Test Instruments 
25 Co., Ltd.), and the appearance of substrate with hard 
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coat film and adherence of hard coat film were 
evaluated. 

(f-1) Appearance: The occurrence of coloring was 
evaluated. 

5 (f-2) Adherence: The exposed lens was immersed in 

80 °C water for 2 hr, and 11 parallel cuts were made at 
intervals of 1 mm in both longitudinal and lateral 
directions on the lens surface with the use of a knife 
to thereby form 100 meshes of coating film. A 
10 cellophane tape was stuck thereto and stripped off. 

The adherence was evaluated on the basis of the number 
of meshes of coating film remaining unstripped into the 
following two grades: 

o: at least 95 meshes of coating film remaining 
15 unstripped, and 

x: 94 or less meshes of coating film remaining 
uhs tripped. 

(g) Cloudiness 

The substrate with hard coat film was arranged 
20 between a black background and a 3-wavelength-type 
daylight fluorescent lamp, and the pattern of light 
having been transmitted through the substrate with hard 
coat film and reflected upon the background was 
visually inspected. The cloudiness was evaluated on 
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the basis of the occurrence and degree of pattern into 
two grades o and x. 

(h) Long-term stability 

The coating liquid for forming a hard coat film 
5 was stored at 10°C for 25 days or 45 days. After the 
storage, the hard coat film was formed in the above 
manner, and the properties thereof were measured with 
respect to five items, viz. items (b) to (e) and (g) 
mentioned above. The long-term stability was evaluated, 
10 the difference between the hard coat film formed from 

the stored coating liquid and the hard coat film formed 
from the coating liquid immediately after production 
with respect to these items, into the following three 
grades : 

15 o: no difference with respect to all the items, 

A: difference found with respect to one or two 

among the five items, and 

x: difference found with respect to 3 or more 

items . 

20 The results are given in Table 1. With respect to 

the hard coat film having the antiref lection coating, 
the change of average transmission after light 
irradiation with the passage of time is shown in Fig. 1. 

25 Comparative Example 1 
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A sol of the composite metal oxide of iron oxide 
and titanium oxide having an average particle size of 9 
nra (sol B]_) was produced in the same manner as in 

Example 1, except that the amounts of ferric chloride 
5 and titanium tetrachloride were regulated so that 
Fe 2 03/Ti0 2 (reduced weight ratio) became 2/98. 

A coating liquid for forming a hard coat film was 
prepared in the same manner as in Example 1, except 
that the sol B-j_ was used in place of the sol A]_ . A 

10 hard coat film was formed from the coating liquid, and 
evaluated, in the same manner as in Example 1. 

The results are shown in Table 1 and Fig. 1. 



Example 2 

15 1000 parts by weight of sol A-j_ was placed in a 

reaction vessel and heated to 63°C. 2000 parts by 
weight of a solution of a mixture of 
vinyltriethoxysilane and methanol was slowly added 
thereto under agitation. After the completion of the 

20 addition, the sol of the composite metal oxide of iron 
oxide and titanium oxide contained in the solution was 
aged while maintaining the temperature of the solution 
at 63°C, and the solution was concentrated. Thus, 
there was obtained a methanol dispersed sol of iron 

25 oxide/titanium oxide compound oxide having its surface 
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modified with vinyltriethoxysilane (concentration: 
30.5% by weight, sol A 2 ) . 

A coating liquid for forming a hard coat film was 
prepared in the same manner as in Example 1, except 
5 that the sol A 2 was used in place of the sol A-^ . A 

hard coat film and a hard coat film having an 
antiref lection coating were formed from the coating 
liquid, and evaluated, in the same manner as in Example 
1. 

10 The results are shown in Table 1 and Fig. 1. 



Example 3 

A silicic acid solution (concentration in terms of 
Si0 2 : 5% by weight) prepared by dealkalizing an aqueous 

15 solution of water glass by the use of a cation exchange 
resin in advance was mixed with the reddish-brown 
solution obtained during the process of preparing the 
sol of the composite metal oxide of" iron oxide and 
titanium oxide in Example 1 in a weight ratio 

20 Si0 2 /(Fe 2 0 3 + Ti0 2 ), wherein Fe 2 0 3 , Ti0 2 and Si0 2 

represent the amount in terms of Fe 2 0 3 of iron oxide 
component, the amount in terms of Ti0 2 of titanium 
oxide component and the amount in terms of Si0 2 of 
silica component, respectively, of 15/100. Thereafter, 
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the mixture was heated at 170 °C for 10 hr in an 
autoclave. 

Thereafter, the water of the solution was replaced 
by methanol, and the mixture was concentrated until the 
5 concentration in terms of (Fe 2 0 3 + Ti0 2 + Si0 2 ) became 

20% by weight. Thus, there was obtained a sol of the 
composite metal oxide of iron oxide, titanium oxide and 
silica having an average particle size of 11 nm (sol 

10 A coating liquid for forming a hard coat film was 

prepared in the same manner as in Example 1,- except 
that the sol was used in place of the sol A]_ . 

Further, a hard coat film and a hard coat film having 
an antiref lection coating were formed from the coating 
15 liquid, and the properties thereof were evaluated, in 
the same manner as in Example 1. 

The results are shown in Table 1 and Fig. 1. 



Example 4 

20 A sol of the composite metal oxide of iron oxide 

and titanium oxide having an average particle size of 
10 nm (sol D-j_) was produced in the same manner as in 

Example 1, except that the amounts of ferric chloride 
and titanium tetrachloride were regulated so that 
25 Fe 2 0 3 /Ti0 2 (weight ratio) became 1/999. 
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A coating liquid for forming a hard coat film was 

prepared in the same manner as in Example 1, except 

that the sol D]_ was used in place of the sol A-j_ . 

Further, a hard coat film and a hard coat film having 
an antiref lection coating were formed from the coating 
liquid, and the properties thereof were evaluated, in 
the same manner as in Example 1 . 

The results are shown in Table 1 and Fig. 1. 
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CLAIMS 



1. A coating liquid for forming a hard coat film, 
comprising a matrix-forming component and particles of 

5 a composite metal oxide, 

wherein the composite metal oxide particles are 
composed of an iron oxide component and a titanium 
oxide component, the weight ratio Fe203/Ti02 being in 

the range of 0.0005 to less than 0.005, provided that 
10 Fe2°3 and Ti0 2 represent the weight in terms of Fe 2 0 3 

of the iron oxide component and the weight in terms of 
Ti0 2 of the titanium oxide component, respectively, and 

wherein the composite metal oxide particles have 
an average particle size ranging from 1 to 10 0 nm. 

15 

2. A coating liquid for forming a hard coat film, 
comprising a matrix-forming component and particles of 
a composite metal oxide, 

: wherein the composite metal oxide particles are 
20 composed of iron oxide, titanium oxide and silica, the 
weight ratio Fe 2 03/Ti0 2 being in the range of 0.C005 to 
less than 0.005, and the weight ratio Si0 2 /(Fe 2 03 + 
Ti0 2 ) being in the range of 0.001 to 1.0, provided that 
Fe 2 0 3 , Ti0 2 and Si0 2 represent the weight in terms of 
25 Fe 2 0 3 of iron oxide, the weight in terms of Ti0 2 of 



38 

titanium oxide and the weight in terms of Si0 2 of 
silica, respectively, and 

wherein the composite metal oxide particles have 
an average particle size ranging from 1 to 100 nra. 

5 

3. The coating liquid for forming a hard coat film as 
claimed in claim 1 or 2, wherein the composite metal 
oxide particles have their surface modified with an 
organosilicon compound. 

10 

4 . A substrate coated with a hard coat film, which is 
formed by applying to the substrate surface the coating 
liquid for forming a hard coat film as claimed in any 
of claims 1 to 3 . 

15 

5. The substrate coated with a hard coat film as 
claimed in claim 4, wherein the hard coat film has its 
surface overcoated with an antiref lection film. 
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ABSTRACT 

A coating liquid for forming on a substrate 
surface a hard coat film which exhibits a high 
refractive index, being excellent in resistance to hot 
5 water, weather resistance, scuffing resistance, 

attrition resistance and dye affinity, and which does 
not exhibit photochromism, is provided. 

A coating liquid for forming a hard coat film, 
cpmprises a matrix-forming component and composite 

10 metal oxide particles of 1 to 100 nm average particle 
size, composed either of an iron oxide component and a 
titanium oxide component used at a specified ratio or 
an iron oxide component, a titanium oxide component and 
a silica component used at a specified ratio. A 

15 substrate coated with a hard coat film is formed by 
applying the above coating liquid to the substrate 
surface and effecting drying. 
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which occurred between the filing date of the prior application and the national or PCT 
international filing date of this application: 
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(Application Serial No.) (Filing Date) (Status) 

{patented, pending, abandoned) 



(Application Serial No.) (Filing Date) (Status) 

(patented, pending, abandoned) 

I hereby declare that all statements made herein of my own knowledge are true and that all 
statements made on information and belief are believed to be true; and further that these 
statements were made with the knowledge that willful false statements and the like so made 
are punishable by fine or imprisonment, or both, under Section 1001 of Title 13 of the United 
States Code and that such willful false statements may jeopardize the validity of the 
application or any patent issued thereon. 

POWER OF ATTORNEY: As a named inventor, I hereby appoint the following attorney (s) and/ or 
agent (s) to prosecute this application and transact all business in the Patent and Trademark 
Office connected therewith, (list name ana. registration number) 

William H. Logsdon 22,13 3 Barbara E. Johnson 31,1.93 Lester N. Fortney ~~ 

Russell D. Orkin ^Z5^2£2 Paul M. Reznick ^JLJZSS Randall A. Notzen 

David C. Hanson 23, 024 John W. Mcllvaine ^3l±*212- Jesse A. Hirshman _ 

Frederick B. Ziesenheim 19,43j8 Michael I. Shamos -30,424. James G. Porcelli — 33 , 757 
Richard I*. Byrne -~Z%Z43Z Blynn L. Shideler _3itC!i4. Kent E. Baldauf, Jr. 35,082 

Kent E. Baldauf c 25,82 g. Julie W. Meder _ 36,215 

Send Correspondence to: 



Direct Telephone 


calls to: (name and telephone number) Russell D. Orkin (412) 471-3315 


Full name of sole or 


first inventor /^^rokazu TANAKA 


Inventor' 3 signature 


OGtM&Lte^*** /#-n^ - ° ate May 1 1 , 2000 


Residence 


^ Ki±ak^ushu-shi^ Fukuoka , Japan ( ' ■^ffy^ 


Citizenship 


Japanese 


Post Office Address 


c/o Wakamatsu Plant, Catalysts & Chemicals industries Co., Ltd 


13-2, Kitaminato-machi, Wakannats^-ku, Kitakyushu-shi . Fukimk* SOS-0027. Jamn 


Pull name of second 


joint ^^- / ^^7 Masafumi HIRAI 


Second inventor's sionature ^^^J^^ )4^*Ji _ , ""May 1 1 , 2000 


Residence 


Kitakyushu-shi, Fukuoka, Japan K^f^ )/ 


Citizenship 


Japanese 


Post Office Address 


c/o Wakamatsu Plant, Catalysts & Chemicals Industries Co., Ltd. 


13-2, Kitaminato-machi,. Wakamatsu-ku, Kitakyushu-shi, Fukuoka 808-0027, Jaran 



(Supply similar information and signature for third and subsequent joint inventors.) 



^jjU *age 3 of 3 

* of third joint inventor, if any^ Ch iemi MUBAKA MI 



Third inventor' 3 signature 



r.MPMi MURAKAMI^ "V, 11,2000 

J< itakyushu-shi , Fukuoka, Japan X 



Japanese 



Post Office Address 



c/o Wakamatsu Plant, Catalysts & Chemicals Industries Co. , Ltd. 



13-2, Kitaminato-machi, Wakamatsu-ku, Kitakyushu-shi , Fukuoka 808-0027, Japan 



: of fourth joint inventor, if any 



Fourth inventor' s signature 



Post Office Address 



s of fifth joint inventor, if any 



Fifth inventor' s signature 



Post Office Address 

Full name of sixth joint inventor, if any 

Sixth inventor' s signature 

Residence 

Citizenship 

Post Office Address 



